1) Preparations
All experiments were carried out under argon using standard Schlenk-techniques and freshly dried degassed solvents. The following starting materials have been prepared according to literature: (DIPP-nacnac)ZnCl [1] and NH 2 (iPr)BH 3 [2] (DIPP-nacnac = CH{(CMe)(2,6-iPr 2 C 6 H 3 N)} 2 ). 26.8 (iPr-Me), 51.5 (iPr-CH). 
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3) DFT Calculations
All geometries were fully optimized within the designated symmetry constraints (using tight convergence criteria) at the density functional theory level. The Turbomole V 5.10 program package has been employed throughout [5] . Geometries for all compounds, i.e., the monomeric systems (Mes-nacnac)ZnH and (DIPP-nacnac)ZnH and their respective dimers, have been optimized employing the B97-D functional which includes an empirical correction for dispersion interactions. [6] Use of a method which takes dispersion interactions into account seems mandatory for the case at hand due to the small size of the dimerization energies and the possibility of stabilization of the dimer through CH-π interactions between the ligands.
The TZV2P Gaussian type function basis set used in these calculations consists of a triplezeta valence quality set [7] and the polarization functions of Dunning's cc-pVTZ set [8] for all atoms, discarding the d polarization function for hydrogen and the f polarization functions for the remaining atoms. In the framework of B97-D calculations this basis set is expected to be large enough to allow for the neglect of counterpoise corrections of the basis set superposition error. [6] This level of theory has also been employed to verify that the optimized structures were minima through numerical frequency analyses which make use of analytical gradients in a central differences formula, and to determine atomic charges by Natural Population Analysis (NPA). [9] Note that all computations were carried out in the framework of the efficient "resolution-of-the-identity" (RI) approximation using the appropriate TZVP auxiliary basis set.
[10] For pre-optimizations of the investigated structures we have also used smaller basis sets, i.e. SV(P) and TZVP, and the corresponding auxiliary basis sets of the Turbomole basis set library. [11] Supplementary Material (ESI) Summary of Natural Population Analysis: Summary of Natural Population Analysis: Summary of Natural Population Analysis: 
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